2 H + 0.06)
In the present work, the α value of 1 was obtained by equation 1, from the α s and β s For instance, in the case of DMSO, K of benzene (1.0 and 2.2, respectively), the ∆G° measured by EPR in benzene, and the β of the co-solvents used for the experiment. 
Estimation of solvent effects not related to H-bonds formation
The dielectric effects of some solvents employed in the present work were estimated by studying the EPR spectrum of a radical in which the para OH group of 1 is replaced by a methoxyl group, that is, the 2,6-di-tert-butyl-4-methoxyphenoxyl radical (7). It is expected that the variations of the 7 spectrum in different solvent mixtures should reflect only dielectric effects. The hyperfine splitting constants for 7 measured in different solvents mixtures are reported in Table S1 , where it can be evidenced that the HBA solvents possess dielectric effects only at large concentrations. Thus, corrections to keep into account dielectric effects were performed only in the cases of EtCN and
EtOAc at concentrations larger than 1 M. 
Experiments with 4,6-di-tert-butyl-3-hydroxyphenoxyl radical
The 4,6-di-tert-butyl-3-hydroxyphenoxyl radical was generated by photolysis of a oxygen-free 0.015 M solution of the parent phenol in benzene, containing 10% v/v of tert-butylperoxide as radical initiator (see Figure S1 ). In the absence of the initiator, no spectrum was visible. The coupling constants were measured as 4.04 G (1H ortho ) and 2.13 G (1H meta ), typical of neutral phenoxyl radicals. The coupling with the H OH was too small to be detected. Even after the addition of relatively large amounts of HBA solvents, the spectrum did not change significantly (see Figure   S1 ).
A C B D Figure S1 . Spectrum obtained by irradiating 4,6-di-tert-butyl-3-hydroxyphenol in benzene with 10% of t BuOO t Bu (A) or with HMPA 0.14 M.
In the following section, the detailed results of EPR experiments are reported. In the first 
Treatment of solvent effects by PCM method
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Cartesian coordinates and electronic energy for the investigated compounds. pOmePhOH---DMSO
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